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STRUCTURE AND MANUFACTURING
METHOD OF THE STRUCTURE, AND
GALLIUM NITRIDE-BASED
SEMICONDUCTOR LIGHT-EMITTING
DEVICE USING THE STRUCTURE AND
MANUFACTURING METHOD OF THE
DEVICE

CROSS-REFERENCE TO RELATED
APPLICATIONS

This is a continuation of International Application No.
PCT/IP2013/005281 filed on Sep. 5, 2013, which claims
priority to Japanese Patent Application No. 2012-219533
filed on Oct. 1, 2012. The entire disclosures of these applica-
tions are incorporated by reference herein.

BACKGROUND

The present disclosure relates to structures each of which
includes a gallium nitride-based semiconductor layer having
a surface that is a nonpolar plane or a semi-polar plane, and
includes a metal layer provided on the surface of the gallium
nitride-based semiconductor layer.

Nitride semiconductors containing nitrogen (N) as a group
V element have been expected as a material of a short wave-
length light-emitting element because of their band gap size.
In particular, gallium nitride-based compound semiconduc-
tors (GaN-based semiconductors) containing Ga as a group
IIT element have been intensively studied, and blue light-
emitting diode (LED) elements, green LED eclements, and
semiconductor laser elements formed of GaN-based semi-
conductors have also been commercialized.

GaN-based semiconductors have a wurtzite crystal struc-
ture. FIG. 1 schematically illustrates a unit lattice of GaN. In
Al,Ga,In,N semiconductor crystal (where 0=x<1, O<y=I,
0=<z<1, and x+y+z=1), some of Ga atoms illustrated in FIG. 1
may be substituted with at least one of Al or In.

FIG. 2 shows fundamental vectors a,, a,, a; and ¢ of the
wurtzite crystal structure. The fundamental vector ¢ extends
in a [0001] direction, and this direction is referred to as a
“c-axis.” A plane perpendicular to the c-axis is referred to as
a “c-plane” or a “(0001) plane.” A plane terminated with
group III elements, such as Ga, is referred to as a “+c-plane”
or a “(0001) plane,” and a plane terminated with group V
elements, such as nitrogen, is referred to as a “~c-plane” or a
“(000-1) plane,” and these planes are distinguished from each
other.

In the case where a semiconductor element is fabricated
using a GaN-based semiconductor, in general, a c-plane sub-
strate, that is, a substrate having a (0001) plane as a growth
surface is used as a substrate on which a GaN-based semi-
conductor crystal is grown. However, in the c-plane, Ga
atoms and nitrogen atoms are not present on the same atomic
plane, and therefore, electrical polarization occurs. For this
reason, the “c-plane” is also referred to as a “polar plane.” As
a result of the electrical polarization, a piezoelectric field is
generated along the c-axis in an InGaN quantum well layer
included in an active layer of the gallium nitride-based semi-
conductor light-emitting device. Due to the piezoelectric field
generated in the active layer, electrons and holes distributed in
the active layer are displaced, and the internal quantum effi-
ciency of the active layer is decreased due to a quantum-
confined Stark effect of carriers. This increases a threshold
current in the case of'a semiconductor laser element. This also
increases power consumption and reduces luminous effi-
ciency in the case of an LED. This further increases implanted
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carrier concentration, piezoelectric field screening, and a
change in light emission wavelength.

To solve these problems, using a substrate (an m-plane
GaN-based substrate) having a nonpolar plane as its growth
surface, e.g., a (10-10) plane called an m-plane that is per-
pendicular to the [10-10] direction, has been considered. The
sign “-” given to the left side of an index of Miller indices in
parentheses indicates a “bar (inversion)” of that index, and
corresponds to the “bar” in the drawing. As illustrated in FIG.
2, m-plane is in parallel with c-axis and is orthogonal to
c-plane. In the m-plane, Ga atoms and nitrogen atoms are
present on the same atomic plane, and therefore, spontaneous
electrical polarization does not occur in a direction perpen-
dicular to the m-plane. This means that a piezoelectric field is
not generated in the active layer, and the above problems are
solved, if a stacking semiconductor structure is formed in the
direction perpendicular to the m-plane. The m-plane is a
collective term for (10-10) plane, (-1010) plane, (1-100)
plane, (-1100) plane, (01-10) plane, and (0-110) plane.

As illustrated in FIG. 3C, a-plane is in parallel with the
c-axis (a fundamental vector ¢) and is orthogonal to the
c-plane illustrated in FIG. 3A. The a-plane is a collective term
for (11-20) plane, (-1-120) plane, (1-210) plane, (-12-10)
plane, (-2110) plane, and (2-1-10) plane.

FIG. 3D illustrates r-plane, which is a collective term for
(10-12) plane, (-1012) plane, (1-102) plane, (-1102) plane,
(01-12) plane, and (0-112) plane.

Further, -r-plane is a collective term for (10-1-2) plane,
(-101-2) plane, (1-10-2) plane, (-110-2) plane, (01-1-2)
plane, and (0-11-2) plane.

Japanese Unexamined Patent Publication No. 2005-
197687 discloses a technique that uses a structure of an anti-
oxidation electrode/an aggregation-prevention electrode/a
reflecting electrode/a contact electrode/a p-type GaN, to pre-
vent aggregation of the reflecting electrode formed of silver
(Ag), rhodium (Rh), aluminum (Al) or tin (Sn).

Jun Ho Son, Yang Hee Song, Hak Ki Yu, and Jong-LLam
Lee, “Applied Physics Letters” Vol. 95, P. 062108, Aug. 14,
2009 discloses a technique in which in order to increase a
reflection coefficient of an Ag electrode and reduce contact
resistance, a nickel (Ni) layer is formed on an interface
between a GaN layer and an Ag layer, thereby promoting
crystallization of Ag.

Japanese Unexamined Patent Publication No. 2010-56423
discloses an electrode for a semiconductor light-emitting
device, and the electrode includes an Ag alloy layer added
with palladium (Pd) and copper (Cu) or germanium (Ge),
using Ag as a principal component, to achieve both of a high
reflection coefficient and a low contact resistance of the elec-
trode.

Japanese Unexamined Patent Publication No. 2010-
062274 discloses a semiconductor light-emitting diode
which includes: a stacking structure including an n-type
semiconductor layer, a p-type semiconductor layer, and a
light-emitting layer provided between the n-type semicon-
ductor layer and the p-type semiconductor layer; a first elec-
trode connected to the n-type semiconductor layer and con-
taining at least one of silver or a silver alloy; and a second
electrode connected to the p-type semiconductor layer.

Japanese Unexamined Patent Publication No. 2012-
080142 discloses a method for manufacturing a semiconduc-
tor light-emitting diode which includes: a stacking structure
including a first semiconductor layer of a first conductivity
type, a second semiconductor layer of a second conductivity
type, and a light-emitting layer provided between the first
semiconductor layer and the second semiconductor layer; and
an electrode provided on the second semiconductor layer
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disposed opposite to the light-emitting layer. In this publica-
tion, a first metal layer containing silver or a silver alloy is
formed on a surface of the second semiconductor layer dis-
posed opposite to the light-emitting layer, and a second metal
layer containing at least one element of platinum, palladium
and rhodium is formed on the first metal layer. The second
semiconductor layer, the first metal layer, and the second
metal layer are sintered in an atmosphere containing oxygen.
The sintering temperature is such a temperature that makes an
average particle diameter of silver contained in the sintered
first metal layer is not more than three times an average
particle diameter of the silver before sintering.

Japanese Unexamined Patent Publication No. H10-200161
discloses performing oxygen plasma ashing on a surface ofan
n-type GaN contact layer, and thereafter forming an electrode
in which a Ti layer, an Al layer, a Pt layer, and an Au layer are
sequentially formed.

SUMMARY

According to the above conventional techniques, however,
further improvement of the external quantum efficiency has
been demanded.

An objective of a non-limiting example embodiment of the
present application is to improve a reflection coefficient and a
contact resistance of a metal layer, and thereby increase the
external quantum efficiency.

To achieve the above objective, an aspect of the present
disclosure is directed to a structure including a gallium
nitride-based semiconductor layer having an m-plane as a
principal plane and a silver layer provided on the principal
plane, wherein the principal plane has an n-type conductivity,
and an interface between the gallium nitride-based semicon-
ductor layer and the silver layer contains oxygen, and the
silver layer includes a crystal grain extending from a lower
surface to an upper surface of the silver layer.

An embodiment of the present disclosure improves a
reflection coefficient and a contact resistance of a metal layer,
and increases the external quantum efficiency.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is an oblique view schematically showing a unit
lattice of GaN.

FIG. 2 is an oblique view showing fundamental vectors a,,
a,, a5, and ¢ of a wurtzite crystal structure.

FIG.3A to FIG. 3D schematically shows typical crystalline
plane orientation of a hexagonal wurtzite structure.

FIG. 4 is a cross-sectional view of a structure including a
gallium nitride-based semiconductor layer and a metal layer
of the first embodiment.

FIG.5A is a cross-sectional view of a gallium nitride-based
semiconductor light-emitting device of the second embodi-
ment. FIG. 5B is a cross-sectional view of a gallium nitride-
based semiconductor light-emitting device of the first varia-
tion of the second embodiment. FIG. 5C is a cross-sectional
view of a gallium nitride-based semiconductor light-emitting
device of the second variation of the second embodiment.

FIG. 6A is a cross-sectional view of a gallium nitride-based
semiconductor light-emitting device of the third embodi-
ment. FIG. 6B is a cross-sectional view of a gallium nitride-
based semiconductor light-emitting device of the first varia-
tion of the third embodiment. FIG. 6C is a cross-sectional
view of a gallium nitride-based semiconductor light-emitting
device of the second variation of the third embodiment.

FIG. 7A shows a structure of a comparative example of the
first example, and is an optical microscope image of a surface
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of'an Al layer before heat treatment. FIG. 7B shows a struc-
ture of a comparative example of the first example, and is an
optical microscope image of the surface of the Al layer after
heat treatment.

FIG. 8A is a structure of a comparative example of the first
example, and is an optical microscope image of an interface
between an m-plane n-type GaN layer and an Al layer before
heat treatment. FIG. 8B shows a structure of a comparative
example of the first example, and is an optical microscope
image of an interface between m-plane n-type GaN and an Al
layer after heat treatment.

FIG. 9A shows a structure including a gallium nitride-
based semiconductor layer and a metal layer of the first
example, and is an optical microscope image of a surface of
the Al layer before heat treatment. FIG. 9B shows a structure
of'the first example, and is an optical microscope image of the
surface of the Al layer after heat treatment.

FIG. 10A shows a structure including a gallium nitride-
based semiconductor layer and a metal layer of the first
example, and is an optical microscope image of an interface
between an m-plane n-type GaN layer and an Al layer before
heat treatment. FIG. 10B shows a structure of the first
example, and is an optical microscope image of an interface
between an m-plane n-type GaN layer and an Al layer after
heat treatment.

FIG. 11 is a graph showing the current-voltage character-
istics of a structure including a gallium nitride-based semi-
conductor layer and a metal layer of a comparative example of
the first example.

FIG. 12 is a graph showing the current-voltage character-
istics of a structure including a gallium nitride-based semi-
conductor layer and a metal layer of the first example.

FIG. 13 is a graph showing the current-voltage character-
istics of a structure including a gallium nitride-based semi-
conductor layer and a metal layer of a comparative example of
the second example.

FIG. 14 is a graph showing the current-voltage character-
istics of a structure including a gallium nitride-based semi-
conductor layer and a metal layer of the second example.

FIG. 15 is a graph relating to a comparative example of the
second example, and shows measurement results of an inter-
face reflection coefficient between an m-plane n-type GaN
layer and an Ag layer after heat treatment.

FIG. 16 is a graph relating to a structure of the second
example including a gallium nitride-based semiconductor
layer and a metal layer, and shows measurement results of the
interface reflection coefficient between an m-plane n-type
GaN layer and an Ag layer after heat treatment.

FIG. 17A shows a structure of a comparative example of
the second example, and is an optical microscope image of an
interface between an m-plane n-type GaN layer and an Al
layer before heat treatment. FIG. 17B shows a structure of a
comparative example of the second example, and is an optical
microscope image of an interface between an m-plane n-type
GaN layer and an Al layer after heat treatment.

FIG. 18A shows a structure of the second example includ-
ing a gallium nitride-based semiconductor layer and a metal
layer, and is an optical microscope image of an interface
between an m-plane n-type GaN layer and an Al layer before
heating. FIG. 18B shows a structure of the second example,
and is an optical microscope image of an interface between an
m-plane n-type GaN layer and an Al layer after heat treat-
ment.

FIG. 19 shows a structure of a comparative example of the
second example, and is a cross-sectional transmission elec-
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tron microscope (TEM) image of an interface between an
m-plane n-type GaN layer and an Ag layer after heat treat-
ment.

FIG. 20 shows a structure of the second example including
a gallium nitride-based semiconductor layer and a metal
layer, and is a cross-sectional TEM image of an interface
between an m-plane n-type GaN layer and an Ag layer after
heat treatment.

FIG. 21 shows a structure of a comparative example of the
second example, and is a cross-sectional transmission elec-
tron microscope (TEM) image of an interface between an
m-plane n-type GaN layer and an Ag layer after heat treat-
ment.

FIG. 22 shows a structure of the second example including
a gallium nitride-based semiconductor layer and a metal
layer, and is a cross-sectional TEM image of an interface
between an m-plane n-type GaN layer and an Ag layer after
heat treatment.

FIG. 23 is a cross-sectional view schematically showing
the cross-sectional TEM image of FIG. 19.

FIG. 24 is a cross-sectional view schematically showing
the cross-sectional TEM image of FIG. 20.

FIG. 25 is a flow chart showing an example method for
manufacturing a structure including a gallium nitride-based
semiconductor layer and a metal layer according to another
embodiment.

FIG. 26 is a flow chart showing an example method for
manufacturing a gallium nitride-based semiconductor light-
emitting device according to another embodiment.

FIG. 27 is a flow chart showing an example method for
manufacturing a gallium nitride-based semiconductor light-
emitting device according to still another embodiment.

DETAILED DESCRIPTION

In the invention disclosed in Japanese Unexamined Patent
Publication No. 2005-197687, Ag, Rh, Al or Sn is used for the
reflecting electrode, and the contact electrode needs to be
selected from the group consisting of an La-based alloy, an
Ni-based alloy, a Zn-based alloy, a Cu-based alloy, a thermo-
electric oxide, a doped In oxide, ITO, and ZnO. The process
may thus be complicated.

In the invention disclosed in Jun Ho Son, Yang Hee Song,
Hak KiYu, and Jong-Lam Lee, “Applied Physics Letters” Vol.
95, P. 062108, Aug. 14, 2009, an Ni layer, i.e., a dissimilar
metal, needs to be inserted between a GaN layer and an Ag
layer.

In the invention disclosed in Japanese Unexamined Patent
Publication No. 2010-56423, dissimilar elements, such as Pd
and Cu or Ge, needs to be added to Ag. The process may thus
be complicated in this case as well.

In an embodiment of the present disclosure, it is possible to
provide a gallium nitride-based semiconductor light-emitting
device of which the external quantum efficiency is greater
than the external quantum efficiencies of the conventional
techniques described above.

In order to extract light from a semiconductor light-emit-
ting device with high efficiency, it is necessary to reduce as
much light that is absorbed inside and outside a light-emitting
element as possible. Depositing Al or Ag, which is a metal
with a high reflection coefficient, or an alloy containing Al
and Ag, on a semiconductor layer may be a way of reducing
absorption of light. Such a metal layer can be used as an
electrode which allows a current to flow in the light-emitting
element. However, in some of combinations of semiconduc-
tor and metal, an ohmic contact may fail to be formed and the
power conversion efficiency may be reduced. Further, such a
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metal layer has a low resistance to heat and other distur-
bances, and an interface reflection coefficient between the
semiconductor layer and the metal layer is low. Thus, light-
extraction efficiency may be reduced in some cases.

In the embodiment of the present disclosure, the affinity
between a semiconductor layer and a metal layer becomes
stronger, and the semiconductor layer and the metal layer
form a definite, or planar interface, by moditying the surface
of the semiconductor. As a result, a reflection coefficient is
improved and the long-term reliability is also improved.
Moreover, it is possible to form an ohmic contact between
semiconductor and metal between which an ohmic contact
could not be formed by conventional techniques.

For example, a structure according to an embodiment is a
structure including: a gallium nitride-based semiconductor
layer having an m-plane as a principal plane; and a silver layer
provided on the principal plane. The principal plane has an
n-type conductivity. An interface between the gallium nitride-
based semiconductor layer and the silver layer contains oxy-
gen. The silver layer includes a crystal grain extending from
a lower surface to an upper surface of the silver layer.

In one embodiment, surface plasmon resonance absorption
is preferably not observed in light reflected by the interface
between the gallium nitride-based semiconductor layer and
the silver layer, within a wavelength range of from 450 nm to
500 nm.

In one embodiment, the silver layer may have a thickness
of not less than 200 nm.

In one embodiment, the silver layer may have a thickness
of not more than 1200 nm.

In one embodiment, the crystal grain may have a maximum
length of not less than 200 nm.

In one embodiment, the crystal grain may have a maximum
length of not more than 1200 nm.

In one embodiment, an oxygen concentration at the inter-
face between the gallium nitride-based semiconductor layer
and the silver layer may be not less than 30 times and not more
than 200 times an oxygen concentration in the silver layer.

In one embodiment, an oxygen concentration at the inter-
face between the gallium nitride-based semiconductor layer
and the silver layer may be not less than 3x10%° cm™ and not
more than 2x10*' cm™>, and an oxygen concentration in the
silver layer may be not more than 1x10"° cm™.

In one embodiment, an arithmetic average roughness Ra of
the interface of'the silver layer with the gallium nitride-based
semiconductor layer in an in-plane direction may be not less
than 0.27 nm and not more than 2.65 nm in the case of a
reference length of 3.5 um.

A gallium nitride-based semiconductor light-emitting
device of another embodiment is a gallium nitride-based
semiconductor light-emitting device including: the structure
of'one embodiment; a p-type gallium nitride-based semicon-
ductor layer, and a light-emitting layer sandwiched between
the gallium nitride-based semiconductor layer and the p-type
gallium nitride-based semiconductor layer, wherein the gal-
lium nitride-based semiconductor layer is an n-type gallium
nitride-based semiconductor layer, and the silver layer is an
electrode for the n-type gallium nitride-based semiconductor
layer.

A structure manufacturing method of another embodiment
includes: a step of exposing a surface of the gallium nitride-
based semiconductor layer to an atmosphere containing
active oxygen, and a step of forming the silver layer on the
surface of the gallium nitride-based semiconductor layer.

In another embodiment, the method may further include a
step of performing heat treatment on the structure after form-
ing the silver layer.
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In another embodiment, the step of exposing to the atmo-
sphere containing the active oxygen may include a step of
irradiating the surface of the gallium nitride-based semicon-
ductor layer with ultraviolet light under a condition where the
surface is exposed to a gas or a liquid containing an oxygen
atom or an oxygen molecule.

In another embodiment, the step of exposing to the atmo-
sphere containing the active oxygen may include a step of
exposing the surface of the gallium nitride-based semicon-
ductor layer to an atmosphere containing oxygen plasma.

Still another embodiment is directed to a method for manu-
facturing a gallium nitride-based semiconductor light-emit-
ting device using the method for manufacturing the structure.
The gallium nitride-based semiconductor layer is an n-type
gallium nitride-based semiconductor layer. The method for
manufacturing a gallium nitride-based semiconductor light-
emitting device includes a step of manufacturing, on the
n-type gallium nitride-based semiconductor layer, a stacking
semiconductor structure including a light-emitting layer and
a p-type gallium nitride-based semiconductor layer.

The first embodiment will be described below with refer-
ence to the drawings.

First Embodiment

A structure which includes a gallium nitride-based semi-
conductor layer and a metal layer according to the first
embodiment will be described with reference to FIG. 4.

Atfirst, as shown in FIG. 4, an n-type gallium nitride-based
semiconductor 41 is prepared. The n-type gallium nitride-
based semiconductor 41 may be simply referred to as a “semi-
conductor 41.”” The semiconductor 41 is a semiconductor
layer having a crystal plane, other than a c-plane, as a growth
surface, or is part of a stacking semiconductor structure. In the
present embodiment, an uppermost surface of the semicon-
ductor 41 which is a crystal plane other than the c-plane is
modified (surface modification) through an oxidation reac-
tion, thereby controlling the wettability of the uppermost
surface. Specifically, for example, the uppermost surface of
the semiconductor 41 is exposed to an oxygen plasma atmo-
sphere to increase the hydrophilicity of the uppermost sur-
face. According to the evaluation by the inventors of the
present application, a gallium nitride-based semiconductor is
hydrophilic, in general, but effects of the present embodiment
can be increased by controlling the wettability of the gallium
nitride-based semiconductor to be closer to “super-hydrophi-
licity.”

The crystal plane other than the c-plane is, for example, a
crystal plane tilted at the angle of not less than 18° and not
more than 90° with respect to a c-axis of the GaN-based
semiconductor. The wettability of the gallium nitride-based
semiconductor can be much closer to “super-hydrophilicity”
by applying the present embodiment to a crystal plane tilted at
the angle of not less than 18° and not more than 90° with
respect to the c-axis of the GaN-based semiconductor. This
may be caused by an atomic structure of the surface of the
GaN-based semiconductor. In sp® hybrid orbitals, atomic
bonds form an angle of 108°. Thus, not less than two atomic
bonds exist in the crystal plane of the GaN-based semicon-
ductor which is tilted at the angle of not less than 18°,
obtained by subtracting 90° from the 108°, with respect to the
c-axis. This means that the atomic structure of the crystal
plane is different from the atomic structure of the c-plane.
Both of a surface of an m-plane GaN-based semiconductor
and a surface of an a-plane GaN-based semiconductor are
tilted with respect to the c-axis of the GaN-based semicon-
ductor by 90°, which is in the above range. Both of a surface
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of' a -r-plane GaN-based semiconductor and a surface of a
+r-plane GaN-based semiconductor are tilted with respect to
the c-axis of the GaN-based semiconductor by about 43°,
which is in the above range.

The “m-plane” of the present embodiment includes not
only a plane that is completely parallel to an non-tilted
m-plane, but also a plane that is tilted within +5° in either
direction with respect to the non-tilted m-plane. Effects of
spontaneous electrical polarization are very small in the case
where the plane is slightly tilted with respect to the m-plane.
In crystal growth techniques, there are cases in which a semi-
conductor layer can be epitaxially grown more readily on a
substrate having a surface slightly tilted with respect to crys-
tal orientation than on a substrate having a surface strictly
aligned to the crystal orientation. Thus, in some cases, it is
effective to tilt a crystal plane that is a surface on which a
semiconductor layer is epitaxially grown, in order to improve
the quality of the semiconductor layer and increase a crystal
growth rate, while sufficiently reducing effects of the spon-
taneous electrical polarization.

Further, the plane slightly tilted as a whole with respect to
the non-tilted m-plane has a lot of step-like, exposed m-plane
areas having properties similar to those of the m-plane. The
“m-plane” of the present disclosure includes a plane which
has a plurality of step-like m-plane areas.

Further, a plane that is tilted within +5° in either direction
with respect to a non-tilted a-plane, +r-plane, -r-plane,
S-plane ((10-11) plane), n-plane ((11-23) plane), R-plane
((10-14) plane), (11-22) plane, (20-21) plane, (10-13) plane,
(20-2-1) plane, or (10-1-3) plane, etc., has properties similar
to those of its corresponding non-tilted plane. Thus, the
“a-plane,” “+r-plane,” “-r-plane,” “S-plane,” “n-plane,”
“R-plane,” “(11-22) plane,” “(20-21) plane,” “(10-13) plane,”
“(20-2-1) plane” or “(10-1-3) plane,” etc., of the present dis-
closure includes a plane that is tilted within +£5° in either
direction with respect to its corresponding non-tilted a-plane,
+r-plane, -r-plane, S-plane, n-plane, R-plane, (11-22) plane,
(20-21) plane, (10-13) plane, (20-2-1) plane, or (10-1-3)
plane, etc.

Next, as shown in FIG. 4, a surface of the n-type gallium
nitride-based semiconductor 41 is directly covered with a
metal layer 42 having a thickness of not less than 200 nm and
not more than 1200 nm and containing silver (Ag) or alumi-
num (Al) or both of silver (Ag) and aluminum (Al). That is, in
the present embodiment, the metal layer 42 may be formed of
Ag alone, may be formed of Al alone, or may be formed such
that Ag and Al form an alloy at a given ratio. In the alloy as
used herein, Ag atoms and Al atoms do not need to be uni-
formly mixed, and either Ag or Al atoms may be unevenly
distributed. The definition of the alloy is the same in the
second and third embodiments, as well. Further, the metal
layer 42 is not limited to the alloy of Ag and Al. For example,
the metal layer 42 may have a stacking structure of an Ag
single layer and an Al single layer. In the case of applying the
stacking structure, the metal which directly contacts with the
n-type gallium nitride-based semiconductor 41 may be any
one of the Ag single layer and the Al single layer. Another
metal layer, in a single layer or a plurality of layers, may be
further provided on the metal layer 42.

Since directly covering the modified surface of the semi-
conductor 41, the metal layer 42 is firmly connected to the
semiconductor 41 at an interface 43. Thus, the metal layer 42
is strong against disturbances, such as heat and stress. The
maximum length of each crystal grain contained in the metal
layer 42 at the interface 43 in the in-plane direction is not less
than 200 nm and not more than 1200 nm. Further, the thick-
ness of the crystal grain contained in the metal layer 42 is also
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not less than 200 nm and not more than 1200 nm. The oxygen
concentration in the metal layer 42 is low. This may be
because since the crystal grain is relatively large in size, there
are less grain boundaries which allows gas to pass through the
metal layer 42. On the other hand, the oxygen concentration
at the interface 43 is high due to the surface modification. The
oxygen concentration at the interface 43 is not less than 30
times and not more than 200 times the oxygen concentration
in the metal layer 42. For example, the oxygen concentration
at the interface 43 is not less than 3x10*° cm~ and not more
than 2x10*' cm™>, and the oxygen concentration in the metal
layer 42 is not more than 1x10*® cm™>. As described above,
the metal layer 42 is firmly connected to the semiconductor 41
at the interface 43. Thus, the arithmetic average roughness Ra
of the interface 43 of the metal layer 42 in the in-plane
direction is not less than 0.27 nm and not more than 2.65 nm
in the case of a reference length of 3.5 pm.

In the first embodiment, the n-type gallium nitride-based
semiconductor 41 may have an n-type conductivity at least at
only a surface part contacting with the metal layer 42.

Second Embodiment

A gallium nitride-based semiconductor light-emitting
device of the second embodiment will be described below
with reference to FIG. 5A.

FIG. 5A shows a cross-sectional structure of a gallium
nitride-based semiconductor light-emitting device formed on
a gallium nitride-based semiconductor having a nonpolar
plane or a semi-polar plane as a growth surface according to
the second embodiment.

As shown in FIG. 5A, a nitride semiconductor light-emit-
ting device 55 of the present embodiment includes: a sub-
strate 51 formed of GaN and having an upper surface and a
lower surface which are crystal planes other than the c-plane;
an n-type gallium nitride-based semiconductor 41, a gallium
nitride-based semiconductor active layer 52, and a p-type
gallium nitride-based semiconductor 53 sequentially formed
on the substrate 51; a p-side electrode 54 formed on and in
contact with the p-type gallium nitride-based semiconductor
53; and a metal layer 42 formed on and in contact with an
exposed portion of the n-type gallium nitride-based semicon-
ductor 41. In this embodiment, as well, the n-type gallium
nitride-based semiconductor 41 and the metal layer 42 have
an interface 43, as in the first embodiment.

In the present embodiment, the substrate 51 on which the
n-type gallium nitride-based semiconductor 41 is epitaxially
grown may be an m-plane GaN substrate, or may be an
m-plane GaN layer on a dissimilar substrate, such as an
m-plane GaN layer on an m-plane silicon carbide (SiC) sub-
strate and an m-plane GaN layer on an r-plane sapphire sub-
strate. Further, the surface of the substrate 51 is not limited to
the m-plane, and may be a crystal plane which produces
significant surface modification effects on the n-type gallium
nitride-based semiconductor 41. For example, a plane of
which a principal plane is tilted at the angle of not less than
18° and not more than 90° with respect to the c-plane may be
used as the substrate 51. For example, the principal plane may
be m-plane, a-plane, +r-plane, —r-plane, S-plane, n-plane,
R-plane, (11-22) plane, (20-21) plane, (10-13) plane, (20-2-
1) plane, or (10-1-3) plane.

The n-type gallium nitride-based semiconductor 41 is
formed of n-type Al Ga In N (where u+v+w=1, u=0, v>0,
wz=0), for example. For example, silicon (Si) can be used as an
n-type dopant.

The p-type gallium nitride-based semiconductor 53 is
formed of a p-type Al,Ga,N semiconductor (where s+t=1,
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s=0, t>0), for example. For example, magnesium (Mg) can be
used as a p-type dopant. Instead of using Mg as the p-type
dopant, zinc (Zn) or beryllium (Be) can be used, for example.
In the p-type gallium nitride-based semiconductor 53, Al
composition s may be uniform in the thickness direction, or
the composition s may be varied in a continuous manner or a
stepwise manner. The thickness of the p-type gallium nitride-
based semiconductor 53 is, for example, about not less than
0.05 um and not more than 2 um. A portion close to the upper
surface of the p-type gallium nitride-based semiconductor 53,
that is, a portion close to the interface with the p-side elec-
trode 54, can be formed of semiconductor in which Al com-
position s is zero, that is, GaN. Further, in this case, a p-type
impurity may be contained in the GaN in a high concentra-
tion, and the high-concentration region can serve as a contact
layer.

The gallium nitride-based semiconductor active layer 52
has a multiple quantum well (MQW) structure of GalnN/
GalnN, in which, for example, a well layer formed of Ga, _,,
In N with a thickness of about not less than 3 nm and not more
than 20 nm, and a barrier layer formed of Ga, In N with a
thickness of about not less than 5 nm and not more than 30 nm
(where O<y<x<1) are alternately layered.

The wavelength of light emitted from the nitride semicon-
ductor light-emitting device 55 is determined by an In com-
position x of the Ga,_ In N semiconductor that is a semicon-
ductor composition of the well layer. For example, a
piezoelectric field is not generated in the gallium nitride-
based semiconductor active layer 52 formed on the m-plane.
Thus, even if the In composition x is large, a decrease in
luminous efficiency can be reduced.

The metal layer 42 is formed of a layer which contains at
least one of Ag or Al, for example. That is, in the present
embodiment, the metal layer 42 which serves as an n-side
electrode may be formed of Ag alone, may be formed of Al
alone, or may be formed such that Ag and Al form an alloy at
a given ratio. Further, the metal layer 42 may have a stacking
structure of an Ag single layer and an Al single layer. In the
case of applying the stacking structure, the metal which
directly contacts with the n-type gallium nitride-based semi-
conductor 41 may be any one of the Ag single layer and the Al
single layer.

In one embodiment, the p-side electrode 54 covers almost
entire surface of the p-type gallium nitride-based semicon-
ductor 53. The p-side electrode 54 has a stacking structure
(Pd/Pt) including a palladium (Pd) layer and a platinum (Pt)
layer, or a stacking structure (Mg/Ag) including a magnesium
(Mg) layer and a silver (Ag) layer.

(First Variation of Second Embodiment)

As the first variation, an undoped GaN layer 56 may be
formed between the gallium nitride-based semiconductor
active layer 52 and the p-type gallium nitride-based semicon-
ductor 53, as in the nitride semiconductor light-emitting
device 55 shown in FIG. 5B.

(Second Variation of Second Embodiment)

Further, as the second variation, a p-AlGaN layer 57 may
be formed in the p-type gallium nitride-based semiconductor
53, as in the nitride semiconductor light-emitting device 55
shown in FIG. 5C. The p-AlGaN layer 57 provided in the
p-type gallium nitride-based semiconductor 53 can reduce
overflow of electrons injected during the operation of the
light-emitting element.

(Manufacturing Method)

Next, a method for manufacturing the nitride semiconduc-
tor light-emitting device 55 of the present embodiment will be
described with reference to FIG. 5A.



US 9,209,254 B2

11

First, an n-type gallium nitride-based semiconductor 41 is
epitaxially grown on a growth surface of the substrate 51
formed of n-type GaN, the growth surface being a crystal
plane other than the c-plane, by metal organic chemical vapor
deposition (MOCVD) method. For example, Si is used as an
n-type dopant, and TMG(Ga(CH,),) as a group-III source
and NHj; as a group-V source are supplied as materials, and a
growth temperature is set to about not less than 900° C. and
notmore than 1100° C. As aresult, the n-type gallium nitride-
based semiconductor 41 formed of GaN and having a thick-
ness of about not less than 1 pm and not more than 3 pm is
formed on the substrate 51.

Next, the gallium nitride-based semiconductor active layer
52 is formed on the n-type gallium nitride-based semiconduc-
tor 41. The gallium nitride-based semiconductor active layer
52 has, for example, a multiple quantum well (MQW) struc-
ture of GalnN/GaN, in which a Ga,_In N well layer with a
thickness of 15 nm and a GaN barrier layer with a thickness of
30 nm are alternately layered. A growth temperature when
forming the Ga,_In N well layer can be reduced to 800° C. to
improve efficiencies in incorporating In. The light emission
wavelength is selected according to purpose of the nitride
semiconductor light-emitting device 55, and the In composi-
tion x according to the wavelength can be determined. For
example, to obtain the wavelength of 450 nm (blue), the In
composition X is determined to be not less than 0.18 and not
more than 0.2. To obtain the wavelength of 520 nm (green),
the In composition x is determined to be not less than 0.29 and
notmore than 0.31. To obtain the wavelength of 630 nm (red),
the In composition x is determined to be not less than 0.43 and
not more than 0.44.

In the case of forming the undoped GaN layer 56 having a
thickness, for example, of not less than 15 nm and not more
than 50 nm on the gallium nitride-based semiconductor active
layer 52, as in the first variation shown in FIG. 5B, the p-type
gallium nitride-based semiconductor layer 53 is formed on
the undoped GaN layer 56. In forming the p-type gallium
nitride-based semiconductor layer 53, Cp,Mg (cyclopentadi-
enyl magnesium), for example, is used as a p-type dopant, and
TMG and NH; are supplied as materials. As a result, the
p-type gallium nitride-based semiconductor 53 formed of
p-type GaN having a thickness of about not less than 50 nm
and not more than 300 nm can be formed at a growth tem-
perature of about not less than 900° C. and not more than
1100° C.

Further, the p-AlGaN layer 57 with a thickness of about not
less than 15 nm and not more than 30 nm in the p-type gallium
nitride-based semiconductor layer 53, as in the second varia-
tion shown in FIG. 5C, can reduce overflow of electrons
during operation.

Next, as shown in FIG. 5 A, after the formation of the p-type
gallium nitride-based semiconductor 53, a stacking semicon-
ductor structure including the n-type gallium nitride-based
semiconductor 41 epitaxially grown on the substrate, the
gallium nitride-based semiconductor active layer 52, and the
p-type gallium nitride-based semiconductor 53, is subjected
to heat treatment for about 20 minutes at a temperature of
about not less than 800° C. and not more than 900° C.

Next, the stacking semiconductor structure is dry-etched
using a chlorine gas to remove part of each of the p-type
gallium nitride-based semiconductor 53, the gallium nitride-
based semiconductor active layer 52, and the n-type gallium
nitride-based semiconductor 41 and form a recess, thereby
exposing part of the n-type gallium nitride-based semicon-
ductor 41. As a result, a plane other than the c-plane, e.g., a
plane tilted at the angle of not less than 18° and not more than
90° with respect to the c-plane, appears on the surface. This

20

30

40

45

50

12
plane is m-plane, a-plane, +r-plane, -r-plane, S-plane,
n-plane, R-plane, (11-22) plane, (20-21) plane, (10-13) plane,
(20-2-1) plane, or (10-1-3) plane.

Next, the exposed surface of the n-type gallium nitride-
based semiconductor 41 is exposed to an oxygen plasma
atmosphere, for example, to modify the exposed portion of
the surface of the n-type gallium nitride-based semiconductor
41. As aresult, the hydrophilicity (wettability) of the exposed
portion of the surface of the n-type gallium nitride-based
semiconductor 41 is increased. After that, the metal layer 42
is formed on and in contact with the exposed portion of the
n-type gallium nitride-based semiconductor 41. As the metal
layer 42, a layer containing Ag or Al or both of Ag and Al is
formed, for example.

Subsequently, the p-side electrode 54 is formed on and in
contact with the surface of the p-type gallium nitride-based
semiconductor 53. For example, a Pd/Pt layer or an Mg/Ag
layer can be used as the p-side electrode 54. After that, heat
treatment is performed to cause alloying of the metal layer 42
and the n-type gallium nitride-based semiconductor 41, and
cause alloying of the p-side electrode 54 and the p-type gal-
lium nitride-based semiconductor 53. The order of formation
of'the metal layer 42 to be an n-side electrode and the p-side
electrode 54 is not specifically decided.

After that, the lower surface of the substrate 51 is ground to
a thickness of about 50 pm to 300 um to reduce the thickness
ofthe substrate 51. The thickness reduction of the substrate 51
not only leads to easy dicing of the substrate 51, but also
achieves a reduction in light that is absorbed in the nitride
semiconductor light-emitting device 55.

The thus obtained nitride semiconductor light-emitting
device 55 is divided into chips by dicing, and each of the chips
is mounted on a mount substrate that is a substrate formed of
alumina (aluminum oxide), aluminum nitride (AIN), or resin.
Further, in the case where silicon (Si) or germanium (Ge), is
used as the mount substrate, a mount surface of the mount
substrate can be covered with an insulating film. An intercon-
nect can be arranged according to the shape of the electrode of
the nitride semiconductor light-emitting device 55. Cu, Au,
Ag, or Al can be used as the interconnect. These materials can
be applied onto the mount substrate by sputtering method or
plating method.

Third Embodiment

A gallium nitride-based semiconductor light-emitting
device of the third embodiment will be described below with
reference to FIG. 6A.

FIG. 6A shows a cross-sectional structure of a gallium
nitride-based semiconductor light-emitting device 55A of the
third embodiment, which is formed on a gallium nitride-
based semiconductor having a nonpolar plane or a semi-polar
plane as a growth surface.

In the present embodiment, a substrate 51 is formed of
n-type GaN having a surface in a plane orientation in which
effective surface modification can be made. For example, an
upper surface and a lower surface which are growth surfaces
of the substrate 51 are crystal planes other than the c-plane,
and may be crystal planes tilted at the angle of not less than
18° and not more than 90° with respect to the c-axis, and may
be m-plane, a-plane, +r-plane, —r-plane, S-plane, n-plane,
R-plane, (11-22) plane, (20-21) plane, (10-13) plane, (20-2-
1) plane, or (10-1-3) plane.

In the third embodiment, a metal layer 42 is provided on a
surface of the substrate 51 to be opposite to the n-type gallium
nitride-based semiconductor 41. The metal layer 42 and the
substrate 51 have an interface 43. Further, the metal layer 42
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which is an n-side electrode serves as a reflector. A transpar-
ent electrode is used as the p-side electrode 54.

(First Variation of Third Embodiment)

As the first variation, an undoped GaN layer 56 may be
formed between the gallium nitride-based semiconductor
active layer 52 and the p-type gallium nitride-based semicon-
ductor 53, as in the nitride semiconductor light-emitting
device 55A shown in FIG. 6B.

(Second Variation of Third Embodiment)

Further, as the second variation, the p-AlGaN layer 57 may
be formed in the p-type gallium nitride-based semiconductor
53, as in the nitride semiconductor light-emitting device 55A
shown in FIG. 6C. The p-AlGaN layer 57 provided in the
p-type gallium nitride-based semiconductor 53 can reduce
overflow of electrons injected during the operation of the
light-emitting element.

(Manufacturing Method)

In the third embodiment, the nitride-based semiconductor
light-emitting device 55A having a crystal plane, other than
the c-plane, as a growth surface is manufactured.

Similar to the second embodiment, an n-type gallium
nitride-based semiconductor 41, a gallium nitride-based
semiconductor active layer 52, and a p-type gallium nitride-
based semiconductor 53 are epitaxially grown by MOCVD
method, sequentially on a growth surface of the substrate 51
having a GaN layer which has a crystal plane, other than the
c-plane, as a growth surface. After that, heat treatment is
performed at a temperature about not less than 800° C. and
not more than 900° C. for about 20 minutes.

In the first variation, as shown in FIG. 6B, an undoped GaN
layer 56 equivalent to the undoped GaN layer 56 of the second
embodiment is formed on the gallium nitride-based semicon-
ductor active layer 52. Thus, the p-type gallium nitride-based
semiconductor 53 is formed on the undoped GaN layer 56.

In the second variation, as shown in FIG. 6C, the p-AlGaN
layer 57 equivalent to the p-AlGaN layer 57 of the second
embodiment is formed in the p-type gallium nitride-based
semiconductor 53.

Next, in a manner similar to the second embodiment, the
lower surface of the substrate 51 is ground to reduce the
thickness. A ground surface of the substrate 51 of which the
thickness has been reduced may be a plane tilted within £5°
with respect to any one of m-plane, a-plane, +r-plane,
-r-plane, S-plane, n-plane, R-plane, (11-22) plane, (20-21)
plane, (10-13) plane, (20-2-1) plane, and (10-1-3) plane. Sub-
sequently, the ground surface is exposed to an oxygen plasma
atmosphere, for example, thereby modifying the ground sur-
face of the substrate 51 and increasing the hydrophilicity of
the ground surface. After that, a metal layer 42 is formed to be
in contact with part of the ground surface of the substrate 51.
As the metal layer 42, a layer containing Ag or Al or both of
Ag and Al is formed, for example. In a manner similar to the
second embodiment, the metal layer 42 may be an alloy of Ag
and Al, or may have a stacking structure of an Ag single layer
and an Al single layer, either of which is brought into contact
with the ground surface of the substrate 51.

Subsequently, the p-side electrode 54 is formed on and in
contact with the surface of the p-type gallium nitride-based
semiconductor 53. As the p-side electrode 54, a Pd/Pt layer or
an Mg/Ag layer having a thickness which allows transmission
of light, or an indium tin oxide (ITO) electrode, etc., which
transmits light, is formed. After that, heat treatment is per-
formed to cause alloying of a connecting portion between the
metal layer 42 and the substrate 51, and a connecting portion
between the p-side electrode 54 and the p-type gallium
nitride-based semiconductor 53.
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The thus obtained nitride semiconductor light-emitting
device 55A is divided into chips by dicing, and each of the
chips is mounted on a mount substrate thereafter.

EXAMPLES
First Example

As the first example, two m-plane GaN substrates were
prepared, and upper and lower surfaces of each of the two
substrates were polished to mirror surfaces. Subsequently,
one of the two substrates was subjected to organic cleaning,
and was thereafter cleaned with buffered HF (BHF). The
other substrate was exposed to an oxygen plasma atmosphere
to modify its surface. Oxygen plasma was generated using a
high density plasma etching apparatus (NE-500) of an induc-
tively-coupled discharge type that was produced by ULVAC,
Inc., under process condition of antenna power of 500 W and
bias power of 30 W. Further, an oxygen flow rate was set to 20
ml/min (0° C., 1 atmospheric pressure), and a pressure was set
to 0.6 Pa, with the process time of 30 seconds. After that, an
aluminum (Al) layer having a thickness of 500 nm was
formed on a principal plane of each of the two substrates by
electron beam evaporation method. As a result, the structure
shown in FIG. 4 was manufactured.

Next, a resist solution was applied onto the Al layer, and a
transmission line model (TLM) pattern was formed in the
resist film using an exposure apparatus and developer. Sub-
sequently, the TLM pattern was transferred to the Al layer
using Al etchant, and the resist film was removed by organic
cleaning. As a result, TLM patterns formed in two types of Al
layers were manufactured.

Each of the Al layers thus manufactured was observed with
an optical microscope before heat treatment, and the results
are shown in FIG. 7A, FIG. 8A, FIG. 9A, and FIG. 10A. FIG.
7A is a comparative example, showing an optical microscope
image of a surface of an Al layer before heat treatment which
was formed on an unmodified surface of an m-plane n-type
GaN. FIG. 8A is a comparative example, showing an optical
microscope image of an interface, before heat treatment, of an
Al layer with an unmodified surface of an m-plane n-type
GaN on which the Al layer was formed, and the image was
observed from an m-plane n-type GaN side. FIG. 9A is the
inventive example, showing an optical microscope image of a
surface of the Al layer before heat treatment which was
formed on a modified surface of the m-plane n-type GaN.
FIG. 10A is the inventive example, showing an optical micro-
scope image of a surface of an interface, before heat treat-
ment, of the Al layer with a modified surface of the m-plane
n-type GaN on which the Al layer was formed, and the image
was observed from an m-plane n-type GaN side.

Although there are alot of uneven portions in the Al surface
of FIG. 7A, all of the images show that relatively planar Al
surface and Al—GaN interface were manufactured at a point
before heat treatment.

On the other hand, optical microscope images of the above
two samples which were subjected to heat treatment in an
nitrogen (N,) atmosphere for 10 minutes at a temperature of
500° C. are shown in FIG. 7B, FIG. 8B, FIG. 9B, and FIG.
10B. FIG. 7B is a comparative example, showing an optical
microscope image of a surface of an Al layer after heat treat-
ment which was formed on an unmodified surface of an
m-plane n-type GaN. FIG. 8B is a comparative example,
showing an optical microscope image of an interface, after
heat treatment, of an Al layer with an unmodified surface of an
m-plane n-type GaN on which the Al layer was formed, and
the image was observed from an m-plane n-type GaN side.
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FIG. 9B is the inventive example, showing an optical micro-
scope image of a surface of the Al layer after heat treatment
which was formed on a modified surface of the m-plane
n-type GaN. FIG. 10B is the inventive example, showing an
optical microscope image of an interface, after heat treat-
ment, of the Al layer with a modified surface of the m-plane
n-type GaN on which the Al layer was formed, and the image
was observed from an m-plane n-type GaN side. According to
these images, the samples with unmodified surfaces have a lot
of'uneven portions not only in the Al—GaN interface, but also
in the Al surface, as shown in FIGS. 7A-7B and FIGS. 8A-8B,
whereas in the samples with modified surfaces, the Al—GaN
interface and the Al surface are as planar as those of the
samples before heat treatment, as shown in FIGS. 9A-9B and
FIGS.10A-10B. It is known from this that the Al layer formed
on the modified surface of the n-type GaN is firmly connected
to the GaN layer, and is therefore strong against disturbances,
such as heat.

Next, results of evaluation of current-voltage (1-V) char-
acteristics of the above two samples are shown in FIG. 11 and
FIG. 12. F1G. 11 relates to a comparative example, showing a
result of I-V measurement of an Al layer which was formed
on an unmodified surface of an m-plane n-type GaN and was
given a pattern. FIG. 12 relates to the inventive example,
showing a result of I-V measurement of the Al layer which
was formed on a modified surface of the m-plane n-type GaN
and was given a pattern. The results show that the Al layer on
the modified surface of the n-type GaN shown in FIG. 12
exhibits similar electrical characteristics as the Allayer on the
unmodified surface of the n-type GaN shown in FIG. 11. It is
known from this that the Al layer on the modified surface of
the n-type GaN also exhibits a low contact resistance with
respect to the GaN layer.

Second Example

As the second example, two m-plane n-type GaN sub-
strates were prepared, and upper and lower surfaces of each of
the two substrates were polished to mirror surfaces. Subse-
quently, one of the two substrates was subjected to organic
cleaning, and was thereafter cleaned with buffered HF (BHF).
The other substrate was exposed to an oxygen plasma atmo-
sphere to modify its surface. Oxygen plasma was generated
using a high density plasma etching device (NE-500) of an
inductively-coupled discharge type that was produced by
ULVAC, Inc., under process condition of antenna power of
500 W and bias power of 30 W. Further, an oxygen flow rate
was set to 20 ml/min (0° C., 1 atmospheric pressure), and a
pressure was set to 0.6 Pa, with the process time of 30 sec-
onds. After that, a silver (Ag) layer having a thickness of 500
nm was formed on a principal plane of each of the two
substrates by electron beam evaporation method. As a result,
the structure shown in FIG. 4 was manufactured.

Next, a resist solution was applied onto the Ag layer, and a
TLM pattern was formed in the resist film using an exposure
device and developer. Subsequently, the TLM pattern was
transferred to the Ag layer using Ag etchant, and the resist film
was removed by organic cleaning. As a result, TLM patterns
formed in two types of Al layers were manufactured.

Results of evaluation of current-voltage (1-V) characteris-
tics of the above two samples are shown in FIG. 13 and FIG.
14.FIG. 13 relates to a comparative example, showing a result
of I-V measurement of an Ag layer which was formed on an
unmodified surface of an m-plane n-type GaN and was given
apattern. FIG. 14 relates to the inventive example, showing a
result of I-V measurement of the Ag layer which was formed
on a modified surface of the m-plane n-type GaN and was
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given a pattern. The results show that an ohmic contact cannot
be formed with the Ag layer on the unmodified surface of the
n-type GaN shown in FIG. 13, whereas the Ag layer on the
modified surface of the n-type GaN exhibits good electrical
characteristics, that is, an ohmic contact was formed. This
means that the Ag layer which, in general, cannot be used as
an electrode of a gallium nitride-based semiconductor, can be
used on the n-type GaN by modifying the surface of the
n-type GaN.

Next, results of measurement of reflection coefficients of
the above two samples after heat treatment in a nitrogen
atmosphere for 20 minutes at a temperature of 500° C., are
shown in FIG. 15 and FIG. 16. FIG. 15 relates to a compara-
tive example, showing a result of measurement of a reflection
coefficient of an interface, after heat treatment, of an Ag layer
with an unmodified surface of an m-plane n-type GaN on
which the Ag layer was formed, and the measurement was
performed from the m-plane n-type GaN side. FIG. 16 relates
to the inventive example, showing a result of measurement of
areflection coeflicient of an interface, after heat treatment, of
the Ag layer with a modified surface of the m-plane n-type
GaN on which the Ag layer was formed, and the measurement
was performed from the m-plane n-type GaN side. As a mea-
surement device, an ultraviolet visible spectrophotometer
(V-570) manufactured by JASCO Corporation into which an
absolute reflection coefficient measurement apparatus (ARN-
475) was incorporated was used. In the measurement, a GaN
substrate with its both surfaces polished, was irradiated with
light with a wavelength of from 350 nm to 800 nm from a
mirror surface side on which an Ag layer was not formed, and
the light reflected by the interface between the GaN substrate
and the Ag layer was received on the mirror surface side on
which the Ag layer was not formed. In the comparative
example where the surface was not modified, surface plas-
mon resonance (SPR) absorption due to generation of Ag
nanoparticles was observed in a wavelength range of from
450 nm to 500 nm as shown in FIG. 15. However, in the
inventive example where the surface was modified, almost no
SPR absorption was observed as shown in FIG. 16, from
which it is known that the Ag layer on the modified surface of
the n-type GaN is firmly connected to the GaN layer and is
strong against disturbances, such as heat, and therefore that
generation of nanoparticles is not promoted.

Next, optical microscope images of the above two samples
before and after heat treatment in a nitrogen atmosphere for
20 minutes at atemperature of 500° C. are shownin FIG. 17A,
FIG. 17B, FIG. 18A, and FIG. 18B.

FIG. 17A is a comparative example, showing an optical
microscope image of an interface, before heat treatment, of an
Ag layer with an unmodified surface of an m-plane n-type
GaN on which the Ag layer was formed, and the image was
observed from the m-plane n-type GaN side. FIG. 17B is a
comparative example, showing an optical microscope image
of an interface, after heat treatment, of an Ag layer with an
unmodified surface of an m-plane n-type GaN on which the
Ag layer was formed, and the image was observed from the
m-plane n-type GaN side. FIG. 18A is the inventive example,
showing an optical microscope image of an interface, before
heat treatment, of the Ag layer with a modified surface of the
m-plane n-type GaN on which the Ag layer was formed, and
the image was observed from the m-plane n-type GaN side.
FIG. 18B is the inventive example, showing an optical micro-
scope image of an interface, after heat treatment, of the Ag
layer with a modified surface of the m-plane n-type GaN on
which the Ag layer was formed, and the image was observed
from the m-plane n-type GaN side. According to these
images, the sample with the unmodified surface has uneven
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portions in the Ag—GaN interface, as shown in FIG. 17B,
whereas in the sample with modified surface, the Ag—GaN
interface is as planar as that of the sample before heat treat-
ment, as shown in FIG. 18B. Itis known from this that the Ag
layer on the modified surface of the n-type GaN is firmly
connected to the GaN layer, and is therefore strong against
disturbances, such as heat.

Next, results of observation of cross-sectional TEM
images of the above two samples on which heat treatment was
performed are shown in FIG. 19, FIG. 20, FIG. 21, and FIG.
22. FIG. 19 is a comparative example, showing a cross-sec-
tional TEM image of an interface, after heat treatment, of an
Ag layer with an unmodified surface of an m-plane n-type
GaN on which the Ag layer was formed. FIG. 20 is the
inventive example, showing a cross-sectional TEM image of
an interface, after heat treatment, of the Ag layer with a
modified surface of the m-plane n-type GaN on which the Ag
layer was formed. FIG. 21 is a comparative example, showing
a cross-sectional TEM image of an interface, after heat treat-
ment, of an Ag layer with an unmodified surface of an
m-plane n-type GaN on which the Ag layer was formed. FIG.
22 is the inventive example, showing a cross-sectional TEM
image of an interface, after heat treatment, of the Ag layer
with a modified surface of the m-plane n-type GaN on which
the Ag layer was formed. FIG. 23 schematically illustrates the
cross-sectional TEM image of FIG. 19. FIG. 24 schematically
illustrates the cross-sectional TEM image of FIG. 20. In the
comparative example where the surface was not modified, a
lot of nanoparticles are present in the Ag layer, and a maxi-
mum grain size is less than about 200 nm, as known from FIG.
19 and FIG. 23. On the other hand, in the inventive example
where the surface was modified, only four crystal grains are
present in the Ag layer shown in FIG. 20 and FIG. 24, and a
maximum length of the crystal grain at the interface with the
m-plane n-type GaN in an in-plane direction is not less than
200 nm and not more than 1200 nm, as known from the
drawings. Further, the thickness of each of the crystal grains
is not less than 200 nm, and each crystal grain extends from
the lower surface to the upper surface of the Ag layer. Further,
the length of the largest crystal grain at the interface in the
in-plane direction is not less than 600 nm, and the thickness
thereofis not less than 400 nm. The thickness of the Ag layer,
that is, the thickness of the crystal grains may be not more
than about 1200 nm, depending on the thickness of the film.

Further, it is known from FIG. 21 showing a comparative
example where the surface was not modified, that arithmetic
average roughness Ra ofthe GaN—Ag interface is larger than
2.65 nm in the case of areference length of 3.5 um. It is known
from FIG. 22 showing the inventive example where the sur-
face was modified, that the arithmetic average roughness Ra
of'the GaN—Ag interface is 0.27 nm in the case of a reference
length of 3.5 um. These observations reveal that the Ag layer
on the modified surface of the n-type GaN is firmly connected
to the GaN layer, and is strong against disturbances, such as
heat.

Next, secondary ion mass spectrometry (SIMS) was per-
formed on the above two samples on which heat treatment
was performed, to find out that an oxygen concentration in the
Ag layer formed on the unmodified surface of the m-plane
n-type GaN was 4x10"° cm ™ and that an oxygen concentra-
tion at the Ag—GaN interface was 5x10°° cm~>. On the other
hand, an oxygen concentration in the Ag layer formed on the
modified surface of the m-plane n-type GaN was 1x10*°
cm™>, and an oxygen concentration at the Ag—GaN interface
was not less than 3x10*° ecm™ and not more than 2x10>'
cm™>. These observations revealed that the oxygen concen-
tration at the interface between the modified surface of the
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m-plane n-type GaN and the Ag layer was not less than 30
times and not more than 200 times the oxygen concentration
in the Ag layer.

Here, both Ag and Al have the same face-centered cubic
lattice. Thus, the crystal grain size, the arithmetic average
roughness, and the oxygen concentration in the metal layer
with respect to silver (Ag) in the second example described
above also hold true for aluminum (Al) in the first example.

Other Embodiments

FIG. 25 is a flow chart showing an example method for
manufacturing a structure including a gallium nitride-based
semiconductor layer (Al Ga In N (where 0sx<1, O<ysl,
0=z<1, x+y+z=1)) and a metal layer according to another
embodiment.

First, in step S0, a gallium nitride-based semiconductor
layer with a surface that is a nonpolar plane or a semi-polar
plane is prepared, as shown in FIG. 25. The gallium nitride-
based semiconductor layer is an n-type GaN layer, for
example.

Next, in step S1, the surface of the gallium nitride-based
semiconductor layer which is n-type and is a nonpolar plane
or a semi-polar plane is exposed to oxygen to modify the
surface.

Next, in step S2, a metal layer containing Ag or Al or both
of Ag and Al is formed on the modified surface. Thus, the
interface between the gallium nitride-based semiconductor
layer and the metal layer contains oxygen. Further, the metal
layer has a structure which contains a crystal grain extending
from the lower surface to the upper surface of the metal layer.

Predetermined heat treatment may be performed after step
S2. For example, heat treatment in a nitrogen atmosphere at a
temperature of 500° C. for about 10 to 20 minutes may be
performed. Through this heat treatment, as well, the metal
layer can have a structure which contains a crystal grain
extending from the lower surface to the upper surface of the
metal layer.

In the exposure processing of step S1, the surface of the
gallium nitride-based semiconductor layer which is n-type
and is a nonpolar plane or a semi-polar plane may be exposed
to an atmosphere containing active oxygen. Further, in the
exposure processing of step S1, the surface of the gallium
nitride-based semiconductor layer which is n-type and is a
nonpolar plane or a semi-polar plane may be irradiated with
ultraviolet light, with the surface exposed to a gas or a liquid
containing oxygen atoms or oxygen molecules. Further, in
exposure processing of step S1, the surface of the gallium
nitride-based semiconductor layer which is n-type and is a
nonpolar plane or a semi-polar plane may be exposed to an
atmosphere containing oxygen plasma.

FIG. 26 is a flow chart showing an example method for
manufacturing a gallium nitride-based semiconductor light-
emitting device according to another embodiment.

First, in step S10, a stacking semiconductor structure
including a light-emitting layer and a p-type gallium nitride-
based semiconductor layer is formed on a gallium nitride-
based semiconductor (e.g., Al,GaIn,N (0=x<l, O<y=I,
0=z<1, x+y+z=1)) having a nonpolar plane or a semi-polar
plane as a growth surface, as shown in FIG. 26. For example,
the gallium nitride-based semiconductor is a substrate and an
n-type gallium nitride-based semiconductor layer formed on
the substrate. The substrate can be reduced in thickness or
removed. The n-type gallium nitride-based semiconductor
layer is, for example, an n-type GaN layer.

Next, in step S11, part of each of the stacking semiconduc-
tor structure and the gallium nitride-based semiconductor is
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removed to expose a surface of the gallium nitride-based
semiconductor layer which is n-type and is a nonpolar plane
or a semi-polar plane.

Next, in step S12, the exposed surface is exposed to oxygen
to modify the surface.

Next, in step S13, a first metal layer is formed in contact
with the modified surface. As the first metal layer, a metal
containing Ag or Al or both of Ag and Al can be used. Further,
a second metal layer is formed on and in contact with the
p-type gallium nitride-based semiconductor layer. Either one
of the first metal layer and the second metal layer can be
formed first. Thus, the interface between the n-type GaN and
the first metal layer contains oxygen. Further, the first metal
layer has a structure which contains a crystal grain extending
from the lower surface to the upper surface of the first metal
layer.

Predetermined heat treatment may be performed after step
S13. For example, heat treatment in a nitrogen atmosphere at
a temperature of 500° C. for about 10 to 20 minutes may be
performed. Through this heat treatment, as well, the first
metal layer can have a structure which contains a crystal grain
extending from the lower surface to the upper surface of the
first metal layer.

In the exposure processing of step S12, the surface of the
gallium nitride-based semiconductor layer which is n-type
and is a nonpolar plane or a semi-polar plane may be exposed
to an atmosphere containing active oxygen. Further, in the
exposure processing of step S12, the surface of the gallium
nitride-based semiconductor layer which is n-type and is a
nonpolar plane or a semi-polar plane may be irradiated with
ultraviolet light, with the surface exposed to a gas or a liquid
containing oxygen atoms or oxygen molecules. Further, in the
exposure processing of step S12, the surface of the gallium
nitride-based semiconductor layer which is n-type and is a
nonpolar plane or a semi-polar plane may be exposed to an
atmosphere containing oxygen plasma.

FIG. 27 is a flow chart showing an example method for
manufacturing a gallium nitride-based semiconductor light-
emitting device according to another embodiment.

First, in step S20, a stacking semiconductor structure
including a light-emitting layer and a p-type gallium nitride-
based semiconductor layer is formed on a gallium nitride-
based semiconductor (e.g., Al,GaInN (0=x<l, O<y=I,
0=z<1, x+y+z=1)) having a nonpolar plane or a semi-polar
plane as a growth surface, as shown in FIG. 27. For example,
the gallium nitride-based semiconductor is a substrate and an
n-type gallium nitride-based semiconductor layer formed on
the substrate. The substrate can be reduced in thickness or
removed. The substrate and the n-type gallium nitride-based
semiconductor layer are n-type GaN layers, for example. A
surface of the n-type gallium nitride-based semiconductor
layer on the side opposite to the side where the stacking
semiconductor structure is formed, is n-type and is anonpolar
plane or a semi-polar plane.

Next, in step S21, the surface opposite to the side where the
stacking semiconductor structure has been formed in step
S20, is exposed to oxygen to modify the surface.

Next, in step S22, a first metal layer is formed in contact
with the modified surface. Further, a second metal layer is
formed on and in contact with the p-type gallium nitride-
based semiconductor layer.

Steps S21 and S22 are similar to steps S12 and S13
described above.

As described above, according to other embodiments, the
affinity between the gallium nitride-based semiconductor and
the metal layer becomes stronger, and the gallium nitride-
based semiconductor and the metal layer form a definite
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interface, by modifying the surface of the gallium nitride-
based semiconductor. As a result, not only a reflection coef-
ficient, but also the reliability of the metal layer increase.
Moreover, it is possible to provide a gallium nitride-based
semiconductor light-emitting device in which an ohmic con-
tact can be formed even between a gallium nitride-based
semiconductor and a metal layer, e.g., Ag, between which an
ohmic contact could not be formed by conventional tech-
niques.

CONCLUSION

A preferable embodiment of the present invention derived
from the above disclosure will be described below.

A nitride semiconductor light-emitting device comprising:

an n-type nitride semiconductor layer (41);

a p-type nitride semiconductor layer (53);

an active layer (52) sandwiched between the n-type nitride
semiconductor layer (41) and the p-type nitride semiconduc-
tor layer (53);

an n-side electrode layer (42); and

a p-side electrode layer (54) formed on a surface of the
p-type nitride semiconductor layer (53), wherein

each of the n-type nitride semiconductor layer (41), the
active layer (52), and the p-type nitride semiconductor layer
(53) has a principal plane of a nonpolar plane or a semi-polar
plane,

the n-side electrode layer (42) has a first surface (42a) and
a second surface (425),

the first surface (42a) is in contact with at least part of a
surface of the n-type nitride semiconductor layer (41),

the second surface (425) is a surface opposite to the first
surface (42a),

the n-side electrode layer (42) is formed of silver,

the part of the surface of the n-type nitride semiconductor
layer (41) in contact with the n-side electrode layer (42)
contains oxygen,

the n-side electrode layer (42) has a thickness of not less
than 200 nm and not more than 1200 nm, and

the n-side electrode layer (42) includes a silver crystal
grain extending from the first surface (424) to the second
surface (425).

Another preferable embodiment of the present invention
derived from the above disclosure will be described below.

A nitride semiconductor light-emitting device comprising:

a n-type nitride semiconductor layer (41);

a p-type nitride semiconductor layer (53);

an active layer (52) sandwiched between the n-type nitride
semiconductor layer (41) and the p-type nitride semiconduc-
tor layer (53);

an n-side electrode layer (42); and

a p-side electrode layer (54) formed on a surface of the
p-type nitride semiconductor layer (53), wherein

each of the n-type nitride semiconductor layer (41), the
active layer (52), and the p-type nitride semiconductor layer
(53) has a principal plane of a nonpolar plane or a semi-polar
plane,

the n-side electrode layer (42) has a first surface (42a) and
a second surface (425),

the first surface (42a) is in contact with at least part of a
surface of the n-type nitride semiconductor layer (41),

the second surface (425) is a surface opposite to the first
surface (42a),

the n-side electrode layer (42) is formed of silver,

the part of the surface of the n-type nitride semiconductor
layer (41) in contact with the n-side electrode layer (42)
contains oxygen,
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the n-side electrode layer (42) has a thickness of not less
than 200 nm and not more than 1200 nm, and

the n-side electrode layer (42) includes a plurality of silver
crystal grains each extending from the first surface (424a) to
the second surface (425).

A structure and a manufacturing method of the structure,
and a gallium nitride-based semiconductor light-emitting
device using the structure and a manufacturing method of the
device are applicable to the fields of display, lighting, and
optical information.

What is claimed is:

1. A structure, comprising:

a gallium nitride-based semiconductor layer having an
m-plane as a principal plane; and

a silver layer provided on the principal plane, wherein

the principal plane has an n-type conductivity,

an interface between the gallium nitride-based semicon-
ductor layer and the silver layer contains oxygen,

the silver layer includes a crystal grain extending from a
lower surface to an upper surface of the silver layer, and

an oxygen concentration at the interface between the gal-
lium nitride-based semiconductor layer and the silver
layer is not less than 30 times and not more than 200
times an oxygen concentration in the silver layer.

2. The structure of claim 1, wherein

surface plasmon resonance absorption is not observed in
light reflected by the interface between the gallium
nitride-based semiconductor layer and the silver layer,
within a wavelength range of from 450 nm to 500 nm.

3. The structure of claim 1, wherein

the silver layer has a thickness of not less than 200 nm.

4. The structure of claim 1, wherein

the silver layer has a thickness of not more than 1200 nm.

5. The structure of claim 1, wherein

the crystal grain has a maximum length ofnot less than 200
nm.

6. The structure of claim 1, wherein

the crystal grain has a maximum length of not more than
1200 nm.

7. The structure of claim 1, wherein

an arithmetic average roughness Ra of the interface of the
silver layer with the gallium nitride-based semiconduc-
tor layer in an in-plane direction is not less than 0.27 nm
and not more than 2.65 nm in the case of a reference
length of 3.5 um.

8. A gallium nitride-based semiconductor light-emitting

device, comprising:

the structure of claim 1;

a p-type gallium nitride-based semiconductor layer, and

a light-emitting layer sandwiched between the gallium
nitride-based semiconductor layer and the p-type gal-
lium nitride-based semiconductor layer, wherein
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the gallium nitride-based semiconductor layer is an n-type
gallium nitride-based semiconductor layer, and

the silver layer is an electrode for the n-type gallium
nitride-based semiconductor layer.

9. A structure, comprising:

a gallium nitride-based semiconductor layer having an
m-plane as a principal plane; and

a silver layer provided on the principal plane, wherein

the principal plane has an n-type conductivity,

an interface between the gallium nitride-based semicon-
ductor layer and the silver layer contains oxygen,

the silver layer includes a crystal grain extending from a
lower surface to an upper surface of the silver layer,

an oxygen concentration at the interface between the gal-
lium nitride-based semiconductor layer and the silver
layer is not less than 3x10*° cm™ and not more than
2x10*' em™3, and

an oxygen concentration in the silver layer is not more than
1x10" cm™.

10. The structure of claim 9, wherein

surface plasmon resonance absorption is not observed in
light reflected by the interface between the gallium
nitride-based semiconductor layer and the silver layer,
within a wavelength range of from 450 nm to 500 nm.

11. The structure of claim 9, wherein

the silver layer has a thickness of not less than 200 nm.

12. The structure of claim 9, wherein

the silver layer has a thickness of not more than 1200 nm.

13. The structure of claim 9, wherein

the crystal grain has a maximum length of not less than 200
nm.

14. The structure of claim 9, wherein

the crystal grain has a maximum length of not more than
1200 nm.

15. The structure of claim 9, wherein

an arithmetic average roughness Ra of the interface of the
silver layer with the gallium nitride-based semiconduc-
tor layer in an in-plane direction is not less than 0.27 nm
and not more than 2.65 nm in the case of a reference
length of 3.5 um.

16. A gallium nitride-based semiconductor light-emitting

device, comprising:

the structure of claim 9;

a p-type gallium nitride-based semiconductor layer, and

a light-emitting layer sandwiched between the gallium
nitride-based semiconductor layer and the p-type gal-
lium nitride-based semiconductor layer, wherein

the gallium nitride-based semiconductor layer is an n-type
gallium nitride-based semiconductor layer, and

the silver layer is an electrode for the n-type gallium
nitride-based semiconductor layer.
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